All reagents were used out of the bottle as purchased from the supplier without further purification unless otherwise noted. Substrates 1a,e,g were synthesized according to literature procedures.
S-3
N-(2-(Prop-1-en-2-yl)phenyl)methanesulfonamide (1d) 4 Substrate 1d was synthesized according to the above procedure using 2-isopropenylaniline and methanesulfonyl chloride. The known sulfonamide 1d was obtained (0.3 g, 99%) as a colorless oil. 1 H NMR (400 MHz, CDCl 3 ): δ 7.59 (d, J = 8.0 Hz, 1H), 7.28 (t, J = 8.0 Hz, 1H), 7.18 (d, J = 7.6 Hz, 1H), 7.12 (t, J = 7.6 Hz, 1H), 6 .85 (bs, 1H), 5.42-5.41 (m, 1H), 5.01-5.00 (m, 1H), 3.01 (s, 3H), 2.08-2.07 (m, 3H).
(E,Z)-4-Methyl-N-(2-(1-phenylprop-1-en-1-yl)phenyl)benzenesulfonamide (1f) Substrate 1f was synthesized according to the above procedure using 2-(1-phenylprop-1-en-1-yl)aniline 5 and p-toluenesulfonyl chloride. Sulfonamide 1f was obtained (0.14 g, 88%) as a colorless oil in a 3:2 Z:E ratio. Product characterized as a mixture of isomers. 1 
Substrates 1h-j
Substrates 1h-j were synthesized using a procedure reported by Buchwald et. al. 6 The ArB(OH) 2 (0.28 g, 2.26 mmol, 1.2 equiv), Cu(OAc) 2 (0.07 g, 0.38 mmol, 0.2 equiv) and myristic acid (0.172 g, 0.75 mmol, 0.4 equiv) were dissolved in toluene (3.8 mL, 0.5M) in a 100 mL round bottom flask. The reaction was stirred and 2,6-lutidine (0.22 mL, 1.88 mmol, 1 equiv) and the corresponding aniline (0.26 mL, 1.88 mmol, 1 equiv) were added. The reaction was stirred at room temperature with the flask uncapped and open to air for 24 h. The reaction was filtered through a SiO 2 plug with ether (100 mL) and the filtrate was condensed. Crude mixtures were purified via flash chromatography on SiO 2 (0-10% Et 2 O in hexanes gradient) to afford the anilines in high yields.
N-(4-Fluorophenyl)-2-(prop-1-en-2-yl)aniline (1h) Substrate 1h was synthesized according to the above procedure using 2-isopropenylaniline and 4-fluorophenylboronic acid. Aniline 1h was obtained (0.22 g, 65%) as a yellow oil. 1 N-(4-Methoxyphenyl)-2-(prop-1-en-2-yl)aniline (1i) 7 Substrate 1i was synthesized according to the above procedure using 2-isopropenylaniline and 4-methoxyphenylboronic acid. The known aniline 1i was obtained (0.18 g, 79%) as a yellow oil. 1 
N-(4-methoxyphenyl)-2-vinylaniline (1j) 7
Substrate 1j was synthesized according to the above procedure using 2-vinylaniline and 4-methoxyphenylboronic acid. The known aniline 1j was obtained (0.24 g, 62%) as a yellow oil. 
3-Methyl-3-((2,2,6,6-tetramethylpiperidin-1-yl)peroxy)-1-tosylindoline (2aa)
The TEMPO-peroxide product 2aa was obtained (15 mg, 20% yield) as an off-white solid. 1 
Possible Mechanistic Pathway to 2aa
The following scheme shows a possible rationale for product 2aa. After N-radical addition to the alkene (see Scheme 2 in manuscript), oxygen can trap the benzylic radical. Reduction by [Cu(I)] and protonation can give a peroxide intermediate that undergoes either Cu-catalyzed or thermal homolysis to an alkoxy radical that can then be trapped by TEMPO to yield 2aa. 
3-Methyl-1-((2-(trimethylsilyl)ethyl)sulfonyl)-1H-indole (2b)
The indole 2b was obtained (27 mg, 55% yield) as a colorless oil. 1 
S-6

3-Methyl-1-((4-nitrophenyl)sulfonyl)-1H-indole (2c) 3
The known indole 2c was obtained (25 mg, 51% yield) as an yellow solid. 1 4 The known indole 2d was obtained (25 mg, 50% yield) as a white solid. 2-Methyl-3-phenyl-1-tosyl-1H-indole (2f) 8 The known indole 2f was obtained (11 mg, 22% yield) from a 3:2 Z:E ratio of alkene isomers as an off-white solid. Obtained a 22% yield of unreacted (Z)-isomer after reaction. 1 When reaction was run with exclusively the (E)-isomer the product was obtained in a 43% yield. When the (Z)-isomer was run it was determined to be unreactive under the reaction conditions.
3-Methyl-1-(methylsulfonyl)-1H-indole (2d)
S-7
3-Methyl-1-phenyl-1H-indole (2g) 1 The known indole 2g was obtained (41 mg, 82% yield) as a yellow oil. 1 7 The known indole 2i was obtained (42 mg, 85% yield) as a yellow oil. 1 7 The known indole 2j was obtained (27 mg, 55% yield) as a yellow oil. were dissolved in toluene (2 mL, 0.5M). The reaction was stirred, 2,6-lutidine (0.12 mL, 1 mmol, 1 equiv) and 2-isopropenylaniline (0.14 mL, 1 mmol, 1 equiv) were added. The reaction was stirred at room temperature exposed to air for 24 h. TEMPO (0.031 g, 0.2 mmol, 0.2 equiv) and toluene (8 mL, 0.1M overall) were then added. The flask was purged with O 2 , put under an O 2 atmosphere using an O 2 balloon and stirred for 24 h at 120 o C. Filtration of the cooled reaction mixture through a pad of silica gel with ethyl acetate (100 mL), and subsequent evaporation of the solvent in vacuo afforded crude mixtures. Flash chromatography of the resulting crude mixture on silica gel (0-5% diethyl ether in hexanes gradient) afforded the known indole 2g (0.11 g, 53% yield) as a yellow liquid. 10 The known indole 2k was obtained (0.12 g, 54% yield) as a yellow oil from the one-pot reaction using p-tolylboronic acid. 1 
1-(4-Methoxyphenyl)-3-methyl-1H-indole (2i)
1-(4-Methoxyphenyl)-1H-indole (2j)
3-Methyl-1-(p-tolyl)-1H-indole (1k)
3-Methyl-1-(4-(trifluoromethoxy)phenyl)-1H-indole (2l)
The indole 2l was obtained (0.12 g, 42% yield) as a yellow oil from the one-pot reaction using 4-(trifluoromethoxy)phenyl boronic acid. 1 
1',3-Dimethyl-1'H-1,5'-biindole (2m)
The indole 2m was obtained (0.1 g, 39% yield) as a brownish solid from the one-pot reaction using N-methylindole-5-boronic acid. 1 
